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[57] ABSTRACT 

An electrochemical fuel cell having a membrane electrode 
assembly and a layer of an electrically conductive porous 
material adjacent thereto which has at least two portions 
with dififerent mean pore sizes, wherein a first portion of the_ 
layer adjacent to the membrane electrode assembly has a 
porosity no greater than a second portion of the layer 
adjacent to the opposite side of the layer; the second portion 
has a porosity of at least about 82 percent; and the second 
portion has an mean pore size which is at least about 10 
microns and at least ten times greater than the mean pore 
size of the first portion. 

23 Claims, 5 Drawing Sheets 
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FLOW FIELD ASSEMBLY FOR 
ELECTROCHEMICAL FUEL CELLS 

BACKGROUND OF THE INVENTION 

This invention relates to electrochemical fuel cells and, 
more particularly, to fuel cell membrane electrode assem- 
blies and the flow field structures adjacent thereto. 

Electrochemical fuel cells generate electrical current 
through the oxidation of a fuel. One type of fuel cell employs 
a membrane electrode assembly ("MiEA") including a mem- 
brane having an anode side and cathode side, depending on 
the direction of the current with respect thereto. The mem- 
brane itself serves as an electrolyte. A suitable catalyst for 
the electrochemical reaction is applied to the membrane, or 
is incorporated into the polymeric composition from which 
the membrane is prepared. 

Located on both sides of the MEA is a flow field which 
typically consists of a graphite plate which has been 
machined to provide a series of channels on its surface, as 
shown, for example, in U.S. Pat. Nos. 5,300.370 and 5,230, 
966. The channels transport fuel to the anode side and 
oxidant to the cathode side, and transport reaction products 
from the cathode side, and are typically separated from the ^ 
membrane electrode assembly by a thin layer of a porous 
carbon material, such as carbon fiber paper. However, this 
layer of porous material limits the operating efficiency of the 
fuel cell, particularly at higher operating cunents, by creat- 
ing a mass transport limitation within the fuel cell. This 
limitadon may be observed on a graph of voltage vs. current 
density for the fuel cell, as a sharp increase in the slope of 
the graph (in the negative direction) as the current density 
increases, as well as a lower overall power density. It would 
be desirable to increase the operating efficiency of such fuel 
cells. 

It is known to prepare a fuel cell having a layer of a 
carbon/polytetrafluoroethylene mixture deposited on a 
graphite cloth or paper prepared from a dispersion of carbon 
and polytetrafluoroethylene in water. However, the operat- 40 
ing efficiency of such fuel cells is still less than desirable. 

SUMMARY OF THE INVENTION 

In one aspect, this invention is an electrochemical fuel cell 45 
having a membrane electrode assembly and a layer of an 
electrically conductive porous material adjacent thereto 
which has at least two portions with different mean pore 
sizes, wherein a first portion of the layer adjacent to the 
membrane electrode assembly has a porosity no greater tiian 50 
a second portion of the layer adjacent to the opposite side of 
the layer, the second portion has a porosity of at least about 
82 percent; and the second portion has an mean pore size 
which is at least about 10 microns and at least ten limes 
greater than the mean pore size of the first portion. 55 

In a second aspect, this invention is an electrochemical 
fuel cell having a membrane electrode assembly with a 
nonwoven porous layer of an electrically conductive porous 
material adjacent thereto which has at least two portions 
with different mean pore sizes, wherein a first portion of the 60 
layer adjacent to the membrane electrode assembly has a 
porosity no greater than a second portion of the layer 
adjacent to the opposite side of the layer; the second portion 
has a porosity of at least about 50 percent; and the second 
portion has a mean pore size which is at least about 35 65 
microns and at least ten times greater than the mean pore 
size of the first portion. 



In a third aspect, this invention is a process for preparing 
an electrochemical fuel cell having a membrane electrode 
assembly comprising the steps of: (a) applying a layer of a 
conductive composition to a sheet of a porous conductive 
material having a porosity of at least about 82 percent under 
conditions sufficient to form a porous, solid layer of the 
conductive composition on one side of the sheet of porous 
conductive material, forming a composite thereby, and (b) 
placing the composite adjacent to the membrane electrode, 
assembly so that the side of the composite to which the 
conductive composition was applied is facing said assembly. 

It has been discovered that the fuel cells of the invention 
as well as fuel cells prepared by the process of the invention 
are able to operate at a high current density at a relatively 
high voltage, have a relatively high power density, and 
provide a high power density even when operated under 
relatively low gas pressures. These and other advantages of 
the invention will be apparent from the description which 
follows. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 illustrates a membrane electrode assembly having 
a porous layer and a flow field adjacent thereto. 

FIG. 2, FIG. 3, FIG. 4, and HG. 5 illustrate die perfor- 
mance of fuel cells which incorporate the porous layers 
prepared as described in the Examples. 

DETAILED DESCRIPTION OF THE 
INVENTION 

Referring now to FIG. 1, the term "membrane electrode 
assembly" (1) as used herein refers to the combination of the 
solid polymer membrane and catalyst in the fuel cell assem- 
bly, regardless of its configuration or method of preparation. 
The layer of membrane material coniairung the catalyst is 
referred to as die "active layer", regardless of whether die 
catalyst is incorpomted into a discrete layer of polymer (2) 
and applied or laminated to the surface of the membrane (3), 
or incorporated into the membrane itself. Porous layer (4) is 
a layer of an electrically conductive porous material having 
at least two portions with different mean pore sizes and is 
located between the active layer and the flow field. The flow 
field (5) may comprise a machined graphite plate, or may be 
primarily comprised of a thicker layer of porous carbon 
material as described, for example, in U.S. Pat. No. 5,252, 
410. The term "catalyst" as used herein refers to a metal or 
compound which is catalytic for the electroreduction of 
oxygen or electrooxidation of hydrogen or methanol under 
the pressure and temperature conditions in the fuel cell. 
However, die porous layer (4) does not contain any catalysts 
which are typically present in the active layer, such as 
platinum. 

The fuel ceDs of the invention contain a layer of an 
electrically conductive porous material (hereafter, "interme- 
diate layer'*) which is adjacent to the membrane electrode 
assembly and has at least two portions with different mean 
pore sizes. The portion of the layer adjacent to the membrane 
elecurode assembly (6) (hereafter, "small pore region") has 
a mean pore size which is at least ten times smaller than the 
portion of the layer adjacent to the opposite side of the layer 
(7) (hereafter, "large pore region"). Compositions suitable 
for use in the preparation of the intermediate layer include 
any organic or inorganic composition which can be fabri- 
cated into a solid layer having the porosity and pore size 
characteristics referred to above, and which also has suffi- 
cient dimensional, hydrolytic and oxidative stability under 
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the operating conditions of the fuel cell. One method of 
preparing an intermediate layer having assymetrical pore 
size characteristics is to prepare such a layer from two or 
more materials having different mean pore sizes. An 
example of such a method is to first obtain or prepare a 5 
material having a mean pore size suitable for the large pore 
region (hereafter, "large pore material"), and then infiltrate 
and/or coat one side of the material with a composition 
which will reduce the porosity of a portion of the material 
sufficiently to obtain the smallest desired pore size, and/or 
form a discrete layer of the composition on the outside of the 
material having the desired small pore characteristics. 

Typically, in a fuel cell, the membrane and the layer of 
polymer containing a metal catalyst ("active layer") must be 
hydrated in order to be sufficiently ionically conductive. 
During operation of the fuel cell, water is formed on the 
cathode side of the active layer, which condenses within the 
adjacent flow field. Water may also be present due to the 
humidification of one or both of the reactant gases. How- 
ever, if too much water condenses or otherwise accumulates 

20 

adjacent to the active layer or within the active layer, the 
efficiency of the fuel cell is reduced, since diffusion of gas 
through liquid water is slow relative to its difiusion through 
water vapor. 

It is believed, without intending to be bound, that the ^ 
small pore region of the layer reduces the accumulation of 
excess liquid water in or next to the active layer because it 
serves as a semi-permeable layer or membrane which per- 
mits the water vapor generated within the active layer or 
present due to the humidification of the reactant gases to 
pass between the active layer and the flow field, but reduces 
or prevents condensation of water on the active layer and 
reduces or prevents the liquid water present in the flow field 
or large pore region of the intermediate layer from passing 
back through the small pore region to the active layer. ^5 
Preferably, the wettability (determined by the pore size and 
water-solid contact angle) of the small pore region is such 
that for a sufficiently large fraction of the pores the displace- 
ment pressure required to force liquid water into these pores 
is larger than the hydraulic pressure in the flow field com- ^ 
ponents under the prevailing condition of pressure and 
temperature in the fuel cell. 

Examples of suitable organic compositions which may be 
used to prepare or infiltrate the large pore material include 
thermoplastic or thermosetting polymeric and oligomeric 45 
materials, such as polytetrafluoroethylenes (such as 
Teflon™, available from DuPont), including those which 
have sulfonic acid groups, (such as Nafion™, available from 
DuPont), poly(alkylene oxide)s, polyolefins, polycarbon- 
ates, benzocyclobutanes, perfluorocyclobutanes, polyvinyl 50 
alcohols, and polystyrene, epoxy resins, perfluoroalkyl/ 
acrylic copolymers, polyanilines, polypyrroles, as well as 
mixtures thereof. Preferably, the composition is a polytet- 
rafiuoroethylene, perfiuoroalkyiyacrylic copolymer, or a per- 
fluorocyclobutane, and is most preferably a perfluorocy- 55 
clobutane. Examples of suitable inorganic compositions 
which may be used include clays, silicates, and titanium- 
based compositions. 

The composition used to prepare the small pore region of 
the intermediate layer preferably contains polymer, carbon 60 
particles, and a suitable carrier. The carrier wiU typically 
infiltrate the entire large pore material, although the majority 
of the polymer and carbon particles will collect on or close 
to the surface of the side of the material to which it is applied 
(depending on its porosity and the size of the particles 65 
contained in the composition), thereby forming the small 
pore region on the side of the material to which the com- 
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position is applied. Accordingly, the regions or portions of 
the intermediate layer having different mean pore sizes arc 
not necessarily discrete layers, so long as at least the fint 1 
micron of depth of the small pore region and at least the first 
50 microns of depth of the large pore region (as measured 
from the surface of the layer in a direction perpendicular to 
the layer) has the necessary pore characteristics. 

The intermediate layer may also be prepared by applying 
the composition used in the preparation of the small pore 
region to the membrane electrode assembly, and then posi- 
tioning or laminating a layer of a large pore material 
adjacent thereto. Alternatively, a film of the composition 
used in the preparation of the small pore region may be 
prepared separately using conventional film manufacturing 
techniques, and then positioned or laminated between the 
membrane electrode assembly and the large pore material. If 
the composition is applied to the MEA, it may be applied 
using any suitable coating technique, such as by painting or 
silk-screening. 

The small pore region of the intermediate layer is pref- 
erably at least as hydrophobic as the active layer. The 
composition used to prepare the small pore region is pref- 
erably a liquid-based composition which will solidify after 
application. If the composition which is applied is solvent- 
based, enough of the solvent is removed to form a solid layer 
of material prior to assembling the fuel cell. Such solvent 
may be removed either at ambient conditions or at elevated 
temperatures. If appropriate, the composition is heated to 
increase its stability and uniformity, such as by crosslinking, 
molecular weight advancement, or agglomerating latex par- 
ticles. 

If the composition used to prepare the small pore region 
is to be applied directly to the membrane electrode assembly, 
the majority of the dissolved solids contained therein (such 
as the polymer) are preferably hydrophilic in character, since 
the membrane and active layer are normally prepared from 
a hydrophilic composition, and application of a solution of 
a primarily hydrophobic dissolved solids would normally be 
expected to adversely affect the properties of the active 
layer. However, the composition used to prepare the small 
pore region is still preferably hydrophobic after being cured. 

Hydrophobic fillers, such as carbon fibers and/or powders 
treated with hydrophobic compositions such as silane- and 
fluorine-based compositions, may be used in the composi- 
tions that are used to prepare the small pore region to give 
it some hydrophobic character and affect the wettability of 
its pores, as well as increase the porosity and mean pore size 
of the solidified composition. In such cases, the weight ratio 
of cari)on fibers or powders to the other components in the 
composition is preferably at least about 1:1, more preferably 
at least about 3:1; and preferably no greater than about 10:1, 
more preferably no greater than about 5:1; and is most 
preferably about 3:1. If the small pore region is prepared by 
applying the composition to a large pore material, such as a 
graphite paper, the relatively fine pore structure of the paper 
will help keep the majority of fillers in the composition close 
to the surface on the side of the paper to which it is applied. 
Alternatively, the composition may be one which is prima- 
rily hydrophilic as applied, but hydrophobic upon curing, 
such as a polytetrafluoroethylene latex. If the small pore 
region is prepared by applying a hydrophilic composition to 
a large pore material, a thin coating of a highly hydrophobic 
material such as Zonyl™ 7040, a perfluoroalkyl acryhc 
copolymer available from DuPont, may be applied to the 
side of the small pore region facing the MEA to further 
increase its hydrophobicity. Other examples of highly 
hydrophobic materials include Fluorad™ FC 722 and PC 
724, available from 3M. 
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The MEA may be prepared by any suitable method, but is 
preferably prepared by applying the^at alyst inkj a suspen- 
sion or dispersion of the catalyst)'=cB5ecny to^^Sapa^ne 
as described, for example, in U.S. Pat. }^<i^^^^rC^^Af\ht, 
catalyst is to be applied to a porous CKooa-fnSEerial, the 
composition used to prepare the small pore region is pref- 
erably applied first, followed by the catalyst ink, so that the 
infiltrated porous carbon material may be utilized as an 
intermediate layer, as well as a support layer for the catalyst. 
However, this method, as well as any methods which require 
the preparation of a separate film for the intermediate layer 
are less preferred since such fihns and catalyst-containing 
structures must typically be laminated to the membrane 
portion of the membrane electrode assembly in order to 
assemble the fuel cell. Such lamination processes, wherein 
heat and/or excessive pressure is applied to the intermediate 
layer, may alter or damage its pore structure. 

Further, the composition of the intermediate layer may be 
formulated to optimize the maximum voltage at which the 
fuel cell will operate at a given current density. It is believed 
that higher voltages at higher current density require the 
small pore region to be more hydrophobic than at lower 
current densities. For example, if a higher voltage at a lower 
current density is desired, compositions having a higher 
carbon/polymer ratio (such as about 5:1) are preferred for 
use in the preparation of the small pore region, particularly 
when applied to a graphite paper having a relatively low 
porosity. Likewise, if higher voltages at higher current 
densities are preferred, lower carbon/polymer ratios (such as 
about 3:1) are preferred, particularly when applied to a 
graphite paper having a relatively high porosity. 

The small pore reg ipn preferably has a thickness in the 
range of from about 1 micronj p about 150 microns (as 
measured in a direction perpendicular to the intermediate 
layer), and has the desired porosity and pore size character- 
istics. More preferably, the region has a thickness in the 
range of from about 5toa bout 25 mic roDS. Preferably, the 
portion of the regioiTadjacent to the MEA is sufficiently 
porous to pCTmit_&e t ransmissioii of water vapor through ±e 
Region. T ETpOTOsi^^ this portion of the region is pref^- 
"ably at least about 10 percent. The mean pore size of the 
small pore region is preferably at least about 0.1 micron, 
more preferably at least abo ut 1 micros but is preferably no 
greatg ^an about 10 microns. The mean pore size may be 
measured by any convement method, such as by mercury 
porosimetry. The device used to measure the mean pore size 
distribution of the layer may be calibrated using silica/ 
alumina calibration standards (available from Micromer- 
trics, Norcross, Ga.). 

The term "mean pore size" as used herein means that half 50 
the open volume of the material is contained in pores larger 
in diameter than the mean pore size, and half is contained in 
pores equal to or smaller than the mean pore size. The 
porosity of the small pore region is preferably at least about 
10 percent. Conductive fillers and non-conductive inert or 55 
fugitive fillers may be incorporated into the composition to 
achieve the desired pore structure. Intrinsically conductive 
polymers such as doped polyaniline or polypyrrole may also 
be used to prepare the composition in order to increase its 
conductivity. The pore structure of the small pore region go 
may also be controlled to some extent b y the selection of the^ 
j glymer^ jhe use of an oligomcric composition. 

The large pore region preferably has a thickness of at least 
about 2 mils, more preferably at least about 6 mils; but is 
preferably no greater than about 50 mils. The porosity of this 65 
region is preferably at least about 82 percent, more prefer- 
ably at least about 85 percent, and most preferably at least 
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about 87.5 percent. The mean pore size of the large pore 
region is preferably at least about 30 microns. The porosity 
and pore size values given above represent the characteris- 
tics of the small pore region for at least the first micron of 
its depth from the side of the intermediate layer next to the 
MEA and at least die first 50 microns of its depth from the 
opposite side of the intermediate layer, regardless of its 
method of preparation. 

Examples of suitable porous carbon materials which may 
be utilized as the large pore material include carbon paper, 
graphite paper, carbon felts, or other carbon-based compos- 
ites which comprise at least about 20 percent by weight of 
carbon. When desirable, the porous carbon material may be 
treated with a perfluorosilane or fluorine composition to 
increase its hydrophobicity, or oxidized, sulfonated, or 
coated with a hydrophilic material to increase its hydrophi- 
licity. If a porous carbon material is utilized as both the flow 
field and the large pore material may have interdigitated 
channels cut into it to lower the pressure drop introduced 
into the reactant gases. The conductivity of the intermediate 
layer is preferably at least about 0.01 Siemens/cm (S/cm), 
more preferably at least about 0, 1 S/cm, and most preferably 
at least about 10 S/cm. The conductivity of the layer may be 
increased by the addition of conductive fillers, such as 
carbon fibers or particles, or by the incorporation of con- 
ductive salts or polymers. 
Illustrative Embodiments 

The following examples are given to illustrate the inven- 
tion and should not be interpreted as limiting it in any way. 
Unless stated otherwise, all parts and percentages are given 
by weight. 

EXAMPLE 1 

Membrane and electrode structures are prepared as fol- 
lows (MEA 1): An ion exchange membrane prepared from 
perfluQiQSul fonic acid ionomer having an equivalent weight 
^"oTSOO. a Sickness of 2.4 mil (60 ^m) dried and 5 mil (127 
Hm) fully hydrated (available from The Dow Chemical 
Company as XUS 13204.20) is obtained and cut into sheets 
11 cm by 11 cm and placed into a NaOH bath to convert it 
to die Na"^ form. The electrode ink is prepared by mixing 
1.08 g of a 5.79 weight percent solution of the above 
ionomer (in a 50:50 volume percent ethanol/water solution), 
0. 1 875 g of 20 weight percentjlatisiuiUMLcarhoiLCavailable 
from E-TEK (Natick, Mass,)fSidail4 g of tetrabutylam- 
monium hydroxide (TBAOIfl. and 0.6 g of propylene car- 
bonate (dispersing aid). The mixture is agitated with a stir 
bar ovemigiit or until the mixture is uruformly dispersed. An 
additional 1.2 g of propylene carbonate is then added to the 
mixture. 

The catalyst ink is painted onto a clean. 9 cm^ Tefion'^- 
coated fiberglass blank (CHR Industries, New Haven, 
Conn.) which has been dried in a oven at 110° C. and 
pre-weighed. The blank is painted twice with the catalyst 
ink, which is completely dried before the application of the 
second layerPUoadings are 0.14 mg/cm^ on the anode and 
0.25 mg/ci^^^oTthe cathode. The MEA is formed by 
aligning a coated blank on each side of the ionomer mem- 
brane which has been dried on a vacuum table. The blanks 
and membrane are placed between two pieces of stainless 
steel to hold them while tiiey are placed into the press. The 
assembly is placed into a press at 195** C. and pressed at a 
pressure of 100 pounds per cm^ of blank for 5 minutes. The 
press package is allowed to cool to room temperature before 
opening. The blank is peeled away from the catalyst layer 
leaving the film adhered to the surface of die membrane. 
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Another MEA sample (MEA 2) is prepared by applying 
the catalyst ink directly to the surface of the ionomer 
membrane. The amount of ink transferred is determined by 
weighing the bottle and brush before and after applying the 
ink. Once again the ink is applied in multiple coats but in this 
case the successive coats are applied without requiring the 
ink to fully dry between applications. The membrane is held 
in place on a vacuum table having a fine sintered stainless 
steel frit on top of a heated vacuum manifold plate. The 
vacuum table is operated between 45** C. and 60° C. as the 
ink is applied. The second side of the membrane may be 
coated in the same manner. This structure is then pressed as 
described for MEA 1. 

The membrane and ionomer binder of both samples are 
converted back to the proton form by refluxing in 1 normal 
sulfuric acid for 0.5 hours. The MEA is dried again on the 
vacuum table and stored in a dry environment until used. 

An intermediate layer (IL 1) is prepared as follows: An 
ink is prepared from 3 g of Vulcan™ XC-72 carbon, 2 g of 
a 50 weight percent solution of a perfluorocyclobutane 
polymer (poly (1 , 1 .2-trisf'4-trifluorovigytSxv ^enynetha ne. 
prepared as described in U.S. Pat, NtT/S^T^PlT^Jd 
B-staged in mesitylene to produce a polyiner With an'aver- 
age molecular weight in the range of from about 4,000 to 
about 8,000) and 31 g of mesitylene. The ink is applied in 
two applications to a 0.25 g/cra^-8 mil thick untreated 
graphite paper having a porosity of about 87 percent and a 
mean pore size of about 50 microns (Spcctracorp, Lawrence, 
Mass. to obtain a loading of 2 mg/cm^ polymer and carbon. 
The ink is not required to completely dry between applica- 
tions. The solvent is allowed to evaporate and the polymer 
is fiilly cured at 200** C. under vacuum for 1 hour. The 
Cypolymer layer is placed next to the active layer in the cell 
assembly and is held in place by a Teflon gasket and the cell 
compression. 

Another intennediate layer/MEA sample (EL 2) is pre- 
pared by the following method: A coating ink is prepared by 
mixing Vulcan XC-72R carbon powder with 2 weight per- 
cent of a dispersing agent (Triton X-100, DuPont) to make 
a 20 percent solids solution which is stirred overnight. Next, 
Dolvtetrafluoroethvlene (PTFE) l atex (T-30B, available from 
DuPonl) diluted to 6 weight percent solids is added in an 
amount sufScient to provide a carbon/PTFE weight ratio of 
3:1 and gently mixed for 1-2 min. The in k is applied to the 
untreated graphite paper (9 mil thicks 0.25 g/cm^ density, 87 
percent porosity and 50 micron mean pore size, obtained 
from Spectracorp) using a #40 Meyer Rod and air dried. The 
sample is then placed in an inert atmosphere ovQZLaL34QiJC» 
for 6 hours to sinter the PTFE to render it hydrophobic. This 
procedure also produces a coating weight of about 2 mg/cm^ 
(carbon and PTFE solids). 

The membrane electrode assemblies are then tested in a 
test fuel cell prepared by Fuel Cell Technologies, Inc. (Santa 
Fe, N. Mex.). The flow fields are comprised of solid graphite 
blocks with machined-in serpentine chaimels. The MEA is 
placed into the cell with an intermediate layer on each side. 
The cell is placed onto a single cell test stand made by Fuel 
Cell Technologies, Inc. The anode (HJ and cathode (air or 
O2) flows are held fixed and do not vary with the current 
density. The flow rates used for a given test are defined by 
specifying a current density and a stoichiometric multiple 
for that current density. For example, the cathode flow rate 
of air may be specified as 2x stoichiometric at 1.0 A/cm^. In 
this case, the flow rate is twice that required to sustain a 
current density of 1 A/cm^ Thus, when the cell is operating 65 
at 0.5 A/cm^, this same flow is 4 times that which is required 
to sustain the current density. The anode and cathode pres- 
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sures are held at 30 and 40 psig, respectively. The cell 
temperature is 80° C. while the external humidifiers are set 
at 100** C. for the anode and 85° C. for the cathode. The cell 
is preconditioned at 0.5 V load for 12 hours. 

FIG. 2 illustrates the performance of a fuel cell containing 
MEA 1 and IL 1 prepared as described above. The figure 
shows that the fuel cell performance utilizing air as a fatl 
approaches that of oxygen. The hydrogen flow rate is at the 
same stoichiometry as the air or oxygen flow, and the gas 
pressure on the anode and cathode is 30 psig and 40 psig, 
respectively. FIG. 3 shows the performance of this same fuel 
cell at a hydrogen pressure of 30 psig at a flow rate of 2x at 
1.0 Amp/cm^, and an air pressure of 40 psig at a flow rate 
of 3x at 1.0 A/cm^ over the entire curve. FIG. 4 illustrates 
the operation of a fuel cell containing MEA 1 and IL 2 
prepared as described above, under the same flow conditions 
as used in the Example shown in FIG. 3. 



EXAMPLE 2 

An MEA is prepared as described in Example 1 (MEA 1). 
The ink used to prepare the small pore region is prepared as 
described in Example 1 (IL 1), except that it is applied to an 
84.5 percent porous 9.0 mil (225 pm) thick graphite paper 
obtained from Toray (Tokyo, JP). The large pore graphite 
paper functions as both part of the intermediate layer and the 
flow field in the single cell test stand. The outside edges of 
the graphite paper are filled with an inert material to prevent 
the escape of reactant gases. In these single cell tests, 
reactant gases are applied to the face of the graphite paper 
in such a way that flow then occurs in the plane of the 
graphite paper in the direction parallel to the plane of the 
active catalyst layer. The gases are delivered to the porous 
graphite paper by pyrolyzed graphite blocks with a single 
delivery and exit charmel (available from POCO Graphite, 
Decatur, Tex.). FIG. 5 illustrates the performance of the 
MEA described above (for FIG. 4) at hydrogen and air flow 
at 2 stoichs at 2.0 A/cm^ at a pressure of 20 psig hydrogen 
and 30 psig air for the entire curve. 



EXAMPLE 3 

An MEA is prepared as described in Example 1 (MEA 1). 
Graphite fibers and carbon powder used in the preparation of 
the small pore layer are pretreated by soaking them in a 1 
weight percent toluene solution of tridecafluoro-1,1,2,2- 
tetrahytooctyl-l-trichlorosilane at 80° C. for 3 minutes to 
render them hydrophobic. The fibers and particles are then 
rinsed in excess toluene and dried at room temperature. The 
graphite fibers are received in 0.25" lengths. The fibers are 
blended in a Waring blender in a glycerol mixture for 10 
minutes or until the desired length is obtained (<1 mm). The 
fibers are rinsed with excess water and dried. The small pore 
layer is formed by painting a second ink on top of the 
catalyst layer. The ink is prepared by combining 0.05 g of 
the treated graphite fibers (7 fim diameter from Fortafil), 
0.05 g of carbon powder (Vulcan XC-72), 1 .0 g of a 5 weight 
percent Nafion^w solution, 0.07 g of TBAOH (1 molar 
solution in methanol), and 1.2 g of propylene carbonate. 

The MEA with the small pore layer applied thereto is 
placed into a single test cell with a porous graphite flow field 
(0.2 g/cm^, 24 mil (600 \sm) thick graphite paper from 
Spectracorp having a porosity of approximately 90 percent) 
and tested in accordance with the procedure described in 
Example 1. 
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FIG. 5 illustrates the performance of the MEA described 
above, at hydrogen and air flow at 2 stoichs at 2.0 A/cm^ at 
a pressure of 20 psig hydrogen and 30 psig air for the entire 
curve. 

What is claimed is: 5 

1. An electrochemical fuel cell having a membrane 
hydrated electrode assembly and a layer of an electrically 
conductive porous material adjacent thereto which has at 
least two portions with different mean pore sizes, wherein a 
first portion of the layer adjacent to the membrane electrode 10 
assembly has a porosity no greater than a second portion of 
the layer adjacent to the opposite side of the layer; the 
second portion has a porosity of at least about 82 percent; 
and the second portion has a mean pore size which is at least 
about 10 microns and at least ten times greater than the mean 15 
pore size of the first portion. 

2. Hie fuel cell of claim 1 wherein the first portion of the 
porous layer is hydrophobic. 

3. The fuel cell of claim 1 wherein the first portion of the 
porous layer comprises a polytetrafluoroethylene polymer. 20 

4. The fuel cell of claim 1 wherein the first portion of the 
porous layer comprises a perfiuoroalkyl/acrylic copolymer. 

5. The fuel cell of claim 1 wherein the first portion of the 
porous layer comprises a perfluorocyclobutane polymer. 

6. The fuel cell of claim 1 wherein the mean pore size of 25 
the first portion of the porous layer is at least about 0.1 
micron. 

7. The fuel cell of claim 1 wherein the mean pore size of 
the fint portion of the porous layer is at least about 1 micron. 

8. The fuel cell of claim 1 wherein the porosity of the 30 
second portion of the porous layer is at least about 82.5 
percent. 

9. The fuel cell of claim 1 wherein the porosity of the 
second portion of the porous layer on its second side is at 
least about 85 percent. 35 

10. The fuel cell of claim 1 wherein the porosity of the 
second portion of the porous layer is at least about 87.5 
percent. 

11. The fuel cell of claim 1 wherein the second portion of 
the porous layer is more hydrophilic than the first portion. 40 

12. The fuel cell of claim 1 wherein the first portion of the 
porous layer has a mean pore size of at least about 30 
miCTons. 

13. An electrochemical fuel cell having a membrane 
electrode assembly with a nonwoven porous layer of an 45 
electrically conductive porous material adjacent thereto 
which has at least two portions with different mean pore 
sizes, wherein a first portion of the layer adjacent to the 
membrane electrode assembly has a porosity no greater than 



a second portion of the layer adjacent to the opposite side of 
the layer; the second portion has a porosity of at least about 
50 percent; and the second portion has an mean pore size 
which is at least about 35 microns and at least ten times 
greater than the mean pore size of the first portioiL 

14. The fuel cell of claim 13 wherein the first portion of 
the porous layer is hydrophobic. 

15. The fiiel cell of claim 13 wherein the first portion of 
the porous layer comprises a polytetrafluoroethylene poly- 
mer. 

16. The fuel cell of claim 13 wherein the first portion of 
the porous layer comprises a perfiuoroalkyl/acrylic copoly- 
mer. 

17. The fuel cell of claim 13 wherein the first portion of 
the porous layer comprises a perfluorocyclobutane polymer. 

18. A process for preparing an electrochemical fuel cell 
having a membrane electrode assembly comprising the steps 
of: (a) applying a layer of a conductive composition to a 
sheet of a porous conductive material having a porosity of at 
least about 82 percent under conditions sufficient to form a 
porous, solid layer of the conductive composition on one 
side of the sheet of porous conductive material, forming a 
composite thereby, and (b) placing the composite adjacent to 
the membrane electrode assembly so that the side of the 
composite to which the conductive composition was applied 
is facing said assembly. 

19. The process of claim 18 wherein the conductive 
composition comprises a polytetrafluoroethylene polymer, 
perfiuoroalkyl/acrylic copolymer, or perfluorocyclobutane 
polymer. 

20. The process of claim 19 wherein the conductive 
composition additionally comprises carbon fibers and/or 
powders and the weight ratio of the fibers and/or powders to 
the polymers is at least about 1:1. 

21. The process of claim 19 wherein the conductive 
composition additionally comprises carbon fibers and/or 
powders and the weight ratio of the fibers and/or powders to 
the polymers is at least about 3:1. 

22. The process of claim 19 wherein the conductive 
composition additionally comprises carbon fibers and/or 
powders and the weight ratio of the fibers and/or powders to 
the polymers is no greater than about 0:1. 

23. The process of claim 20 wherein the conductive 
composition additionally comprises carbon fibers and/or 
powders and the weight ratio of the fibers and/or powders to 
the polymers is no greater than about 5:1. 
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CERTIFICATE OF CORRECTION 

PATENT NO : 5,620,807 ^^^^ ^ °^ ^ 



INVENTOR(S) : Robert D. Mussel); Steven P. Webb; Carey L. Scortichini; Keith R. 



It is certified that error appears in the above-identified patent and that said Letters 
Patent are hereby corrected as shown below; 



Column 9, claim 1, line 6. following An, delete "electrochemical" 

Column 9, claim 1, line 6, following An, insert -- proton exchange membrane - 

Column 9, claim I, line 6, following a."membrane hydrated" should correctly read - 
hydrated membrane ~ 

Column 9, claim 13, line 44, following An, delete "electrochemical" 

Column 9, claim 13, line 44 following An, insert - proton exchange membrane -- 

Column 10, claim 18, line 16, following an, delete "electrochemical" 

Column 10, claim 18, line 16, following insert -- proton exchange membrane -- 
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